chromatography was performed using silica (0,035-0,070 mm pore diameter ca. 6 nm) obtained from Biosolve. NMR spectra ( 1 H and 13 C) were measured in CDCl 3 on a Bruker ARX 400 MHz spectrometer, CDCl 3 was used as solvent. High-resolution mass spectra were recorded on a JEOL JMS-SX/SX 102 A tandem massspectrometer. Infrared spectra were performed on a Bruker IFS 28 FT spectrometer. β-Isocupreidine (β-ICPD) and β-isoquinidine (β-IQD) were prepared according to Hatakeyama et al. [1] Procedure for the preparation of the MBH-alcohols: MoritaBaylis-Hillman alcohols were prepared according to Aggarwal et al. [2] To a round bottom flask charged with MeOH (0.75 eq.) was added the arylaldehyde (1 eq.) and methyl acrylate (1.2 eq.).
To the solution was then added 1,4-diaza-bicyclo[2. General procedure for the preparation of racemic 3a-f and 5: [3] Racemic samples for HPLC analysis were prepared using MBH- OD-H, heptane/2-propanol (99.5-0.5), flow 0.9 mL/min, λ=254 nm, t r (major)=31.1 min, t r (minor)=20.3 min. OD-H, heptane/2-propanol (95:5), flow 1.0 mL/min, λ=254 nm, t r (major)=37.9 min, t r (minor)=10.5 min.
1-Ethyl-5-methyl-2-cyano-4-methylene-2,3-diphenylpentanedioate (3a)

1-Ethyl 5-methyl 2-cyano-4-methylene-3-(4-nitrophenyl)-2-phenylpentanedioate (3d)
1-Ethyl 5-methyl 2-cyano-4-methylene-3-(naphthalen-5-yl)-2-phenylpentanedioate (3e)
1-Ethyl 5-methyl 3-(3-bromophenyl)-2-cyano-4-methylene-2-phenylpentanedioate (3f)
Amounts used: 
Computational Methods
Computations were carried out using the Spartan '04 program. [4] The initial structure of intermediate B was computed using ab initio methods (HF/3-21G*) and the output was used as starting geometry for full optimization at the B3LYP/6-31G** level of theory. solved with Direct Methods (SIR2004 [5] for 1f and SHELXS-97 [6] for 3f). The initial coordinates for 3a were taken from the isostructural 3f. Full-matrix least-squares r efinement was performed with SHELXL-97 [7] . Non-hydrogen atoms were refined freely with anisotropic displacement parameters. Hydrogen atoms were located in the difference Fourier map (1f and 3f)
Intermediate B
or introduced in geometrically optimized positions. All hydrogen atoms were refined with a riding model. In 3a the ethyl group was refined with a disorder model.
Structure drawings, geometry calculations and checking for higher symmetry were performed with the PLATON [8] program.
Further crystallographic details are given in Table S1 . Abs. correction method multi-scan [9] multi-scan [9] multi-scan [9] Abs. correction range 0. [*] T he absolute structure of 3a could not be determined reliably. Therefore Friedel pairs were merged prior to the final refinement.
